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(54) RUBBER COMPOSITION FOR TIRE TREAD HAVING IMPROVED RUNNING PERFORMANCE 
ON ICE AND PNEUMATIC TIRE USING THE SAME 



(57) A rubber composition for a tire tread, or a pneu- 
matic tire using the same in a tire tread portion, wherein 
the tread portion contains a diene rubber; and carbon 
black and/or silica; and a gas-encapsulated thermoplas- 
tic resin and, further, a short fiber, a hard particle and/or 
a liquid polymer, and wherein the gas-encapsulated 
thermoplastic resin particle is obtained by expanding, 
upon heating at a temperature of an expansion starting 
temperature thereof or more, prior to vulcanization of a 
rubber, a thermally expansible thermoplastic resin parti- 
cle, which comprises a thermoplastic resin having an 
expansion starting temperature of from 70°C to less 
than 120°C and having a heat resistance to withstand 
vulcanization of rubber, followed by vulcanization to uni- 
formly disperse the gas-encapsulated thermoplastic 
resin in the rubber, or a short fiber, a hard particle 
and/or a liquid polymer is further compounded to give a 
high frictional force on ice. 
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Description 
TECHNICAL FIELD 

5 [0001] The present invention relates to a rubber composition for a tire tread. More specifically it relates to a rubber 
composition for a tire tread comprising a diene rubber having, uniformly dispersed therein, a gas-encapsulated thermo- 
plastic resin particle obtained by expanding upon heating at a temperature of an expansion starting temperature or 
more, prior to vulcanizing a thermally expansible thermoplastic resin particle containing therein a liquid or solid sub- 
stance capable of generating a gas by vaporization, decomposition or chemical reaction upon heating, followed by vul- 

w canization, said thermally expansible thermoplastic resin particle comprising a thermoplastic resin having an expansion 
starting temperature of from 70°C to less than 120°C and having a heat resistance to withstand vulcanization of rubber, 
or a rubber composition for a tire tread further comprising a short fiber, a hard particle and/or a liquid polymer as well 
as a pneumatic tire having a high frictional force on Ice and using the above composition in the tread portion thereof. 

15 BACKGROUND ART 

[0002] In order to increase the friction force on ice of a pneumatic tire, various proposals have been made hereto- 
before to formulate a hard foreign substance or a hollow particle into a rubber to thereby form a micro irregularity on the 
surface of a rubber layer, whereby a water-film present on the surface of the ice is removed during a running of a tire 

20 and the friction on the ice is increased, but practically satisfactory results have not been obtained yet. Examples of such 
proposals are disclosed in, for example, JP-A(Kokai)-60-258235 (i.e., micropowder of ceramic), JP-A-2-274740 (i.e., 
finely divided plant), and JP-A-2-281052 (i.e., metal). However, according to these proposals, there are caused other 
problems such as the increase in the hardness of the rubber and the loss of flexibility of the rubber whereby the result- 
ant tire is difficult to follow the contours of the road. Typical examples of formulating hollow particles are disclosed in JP- 

25 A-2-1 70840, JP-A-2-208336 and JP-A-4-5543, but there are problems in these arts that the hardness of the rubber is 
increased, as mentioned above or the hollow particles are broken during the mixing thereof. 

[0003] Furthermore, although the application examples are different, JP-A-4-246440 is intended to decrease the 
weight by stably expanding, during vulcanization, a thermally expansible microcapsule compounded in rubber. How- 
ever, for the purpose of improving the friction force on ice of a tire tread, since the thermally extensible microcapsule 
30 cannot be stably expanded during vulcanization when highly reinforcing filler is compounded for satisfying the require- 
ment of high strength in the case of, for example, a pneumatic tire, it is not expected to form the intended irregularity on 
the surface of a tread sufficient to improve the friction force on ice. 

[0004] Under the above-mentioned circumstance, the present inventors previously developed a rubber composition 
for a tire tread having the improved friction force on ice by compounding elastic gas-encapsulated thermoplastic particle 

35 having an average particle size of 5 - 300 urn, to a diene rubber. Since this gas-encapsulated thermoplastic resin com- 
pounded rubber forms irregularity on the surface of a tire tread, has a function capable of effectively removing the water- 
film and maintain the flexibility of rubber, without increasing the hardness of rubber, the pneumatic tire having a high 
friction force on ice, since the elastic gas-encapsulated thermoplastic particle is compounded. 
[0005] However, although these proposals exhibit high friction force on ice, further improvements in the friction 

40 force on ice are desired. 

DISCLOSURE OF INVENTION 

[0006] Accordingly, the object of the present invention is to provide a rubber composition for a tire tread having a 
45 further increased frictional force on ice and a pneumatic tire using the same. 

[0007] Another object of the present invention is to provide a rubber composition for a tire tread having a further 
increased frictional force on ice and capable of preventing the large deformation of a block at a tire tread portion and a 
pneumatic tire using the same. 

[0008] A further object of the present invention is to solve all the above-mentioned problems in the prior art and to 
so provide a rubber composition for a tire tread having a light weight and having a flexibility of rubber per se, without 
increasing the hardness of a rubber and having a remarkably Increased friction force on Ice by the scratching effect 
against ice to remove the water-film on the ice and to provide a spike effect on the ice, when used as a pneumatic tire, 
and also a pneumatic tire using the same. 

[0009] A still further object of the present invention Is to provide a rubber composition for a tire tread, in addition to 
55 the improved frictional force on ice, capable of suppressing the migration of a softening agent and of maintaining a high 
friction force on ice for a long term and a pneumatic tire using the same. 

[0010] In accordance with the present invention, there is provided a rubber composition for a tire tread comprising: 
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1 00 parts by weight of a diene rubber, 

30 - 90 parts by weight of at least one reinforcing filler selected from the group consisting of carbon blacks and sil- 
icas, and 

a gas-encapsulated thermoplastic resin particle having an average particle size of 30-150 urn obtained by expand- 
5 Ing 1 - 20 parts by weight of a thermally expansible thermoplastic resin particle containing therein a liquid or solid 

substance capable of generating a gas by vaporization, decomposition or chemical reaction upon heating, upon 
heating at a temperature of an expansion starting temperature or more, prior to the vulcanization of rubber, followed 
by vulcanization, said thermally expansible thermoplastic resin particle comprising a thermoplastic resin having an 
expansion starting temperature of from 70°C to less than 1 20°C and having a heat resistance to withstand the vul- 
w canization of a rubber, and a pneumatic tire using the same as a tread portion. 

[0011] In accordance with the present invention, there are also provided a rubber composition for a tire tread as 
mentioned above 1 to 20 parts by weight of at least one member selected from the group consisting of a short fiber and 
a hard particle having a Vickers hardness of 35 - 1000 and an average particle size of 20 to 500 u,m further com- 
15 pounded and a pneumatic tire using the same as a tread portion. 

[001 2] In accordance with the present invention, there is provided a process for producing a rubber composition for 
a tire tread comprising: 

after, or while, uniformly mixing a diene rubber with a thermally expansible thermoplastic resin particle having an 
20 expansion starting temperature of from 70°C to less than 1 20°C and having a heat resistance to withstand vulcan- 
ization of rubber and containing an encapsulated liquid or solid substance capable of generating a gas by evapo- 
ration, decomposition or chemical reaction upon heating, followed by heating at a temperature of the expansion 
starting temperature of the thermally expansible particle or more to expand the particle, and 
vulcanizing the expanded particle to uniformly disperse the gas-encapsulated thermoplastic resin particle having 
25 an average particle size of 30- 150 urn in the rubber. 

[001 3] In accordance with the present invention, there is further provided a rubber composition for a tire tread com- 
prising: 

30 1 00 parts by weight of a diene rubber; 

30 - 90 parts by weight of at least one reinforcing filler selected from the group consisting of carbon blacks and sil- 
icas; 

a gas-encapsulated thermoplastic resin particle obtained by expanding, upon heating at a temperature of an 
expansion starting temperature or more, prior to vulcanization, 1 - 20 parts by weight of a thermally expansible ther- 
35 moplastic resin particle containing therein a liquid or solid substance capable of generating a gas by vaporization, 
decomposition or chemical reaction upon heating, followed by vulcanization, said thermally expansible thermoplas- 
tic resin particle comprising a thermoplastic resin having an expansion starting temperature of from 70°C to less 
than 120°C and having a heat resistance to withstand vulcanization of rubber; and 

5 - 55 parts by weight of a liquid polymer having a weight-average molecular weight of 6,000 - 1 00,000 and a glass 
40 transition temperature (Tg) of -50°C or less. 

BRIEF DESCRIPTION OF DRAWINGS 

[0014] 

45 

Figure 1 is a half cross-sectional view along the meridian of an example of a pneumatic tire according to the present 
invention; 

Figure 2 is a schematic plan view of a tread portion of an example of a pneumatic tire according to the present 
invention; and 

so Figure 3 is a K-K 1 cross-sectional view of the example of a pneumatic tire of Fig. 2 according to the present inven- 
tion. 

BEST MODE FOR CARRYING OUT THE INVENTION 

55 [0015] The constitution of the present invention will now be explained in detail with reference to the drawings. Fig- 
ure 1 is a half cross sectional view along the meridian of a pneumatic tire according to the present invention. 
[0016] In Fig. 1 , the pneumatic tire A according to the present invention comprises a pair of the left and right side 
of the bead portions 1 1 , 1 1 , a pair of the left and right sides of the side wall portions 1 2, 1 2 connected to the bead por- 
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tions 11, 11, and the tread portion 13 located between the side wall portions 12 and 12. The carcass layer 14 Is 
arranged between a pair of the left and right sides of the bead portions 1 1 and 1 1 and, in the tread portion 13, the belt 
layer 15 is placed so as to cover the outer circumference thereof. 10 is a surface of the tread. Note that, in this embod- 
iment of the present invention, the tread portion 13 is composed of the rubber, the gas-encapsulated thermoplastic 

5 resin hollow particles, and the short fiber. 

[0017] According to the present Invention, a rubber composition for a tread of a pneumatic tire can be obtained by 
uniformly dispersing an elastic gas-encapsulated thermoplastic resin having an average particle size of 30-150 ujn, 
optionally together with said short fiber, hard particle and/or liquid polymer, in a vulcanized rubber matrix. This rubber 
composition can be obtained by, after, or while, mixing a rubber material with a thermally expansible thermoplastic resin 

10 particle having an expansion starting temperature of from 70°C to less than 1 20°C and having a heat resistance to with- 
stand vulcanization of a rubber and containing an encapsulated liquid or solid substance capable of generating a gas 
by evaporation, decomposition or chemical reaction upon heating, and, optionally, the short fiber, hard particle and/or 
liquid polymer, and heating the mixture at a temperature of the expansion starting temperature of the thermally expan- 
sible particle or more to expand the particle, followed by vulcanizing the expanded particle, whereby the rubber compo- 

75 sition having the gas-encapsulated thermoplastic resin particle, optionally with the short fiber, hard particle and/or liquid 
polymer uniformly dispersed in the vulcanized rubber matrix. 

[0018] The "expansion starting temperature" of the thermally expansible thermoplastic resin particle is meant by 
those determined according to the following method. Namely, one part by weight of the thermally expansible thermo- 
plastic resin particle is mixed and dispersed in 2 parts by weight of acrylic emulsion and the dispersion is coated on a 
20 glass plate so that the thickness is 0.2 mm, followed by allowing to stand in an oven at a predetermined temperature for 
1 minute. The glass plate is then taken out from the oven and, after cooling, the thickness was determined. This proce- 
dure is repeated at 5°C intervals and the temperature at which the thickness starts to increase is determined. This tem- 
perature is the expansion starting temperature. 

[0019] As an alternative procedure, the following method is available and the similar expansion starting tempera- 
25 ture can be obtained. Thus, a method in which TMA (Thermal Mechanical Analyser) is used. According to this method, 
a given amount of a thermally expansible thermoplastic resin particle is charged into a couple of the piston cylinder 
thereof and is heated at a rate of 10°C/min. When the expansion is started, the piston is started to move. This temper- 
ature at which the piston is started to move is the expansion starting temperature, 

[0020] The gas-encapsulated thermoplastic resins usable in the present invention are those obtained by heating a 
30 thermally expansible thermoplastic resin particle having a thermal expansion starting temperature of from 70°C to less 
than 120°C and having a heat resistance to withstand the vulcanization of a rubber and containing a liquid or solid sub- 
stance therein capable of generating a gas by evaporation, decomposition or chemical reaction upon heating at a tem- 
perature of the expansion starting temperature or more, normally 100°C - 140°C, whereby the generated gas is 
included in the shell composed of the thermoplastic resin to form a hollow shape. The resultant gas-encapsulated ther- 
35 moplastic resin particles have a true specific gravity of preferably 0.1 or less and an average particle size of 30-150 
jim, more preferably 50-150 jim. 

[0021] In order to obtain a vulcanized rubber in which the thermally expansible thermoplastic resin particle in the 
rubber composition according to the present invention is effectively expanded, the heating temperature more than the 
expansion starting temperature is applied, prior to the vulcanization of rubber, whereby the thermally expansible ther- 

40 moplastic resin particle compounded in the composition is allowed to be expanded. Thus, the expanded gas-encapsu- 
lated thermoplastic resin particle is not easily broken, during the vulcanization under a high temperature and a high 
pressure, and therefore, a rubber composition having, uniformly dispersed therein, a gas-encapsulated thermoplastic 
resin particle having an average particle size larger than that of the particle expanded during the vulcanization. Espe- 
cially, in the case of a filler (e.g., carbon black) compounding composition, the thermally expansible thermoplastic resin 

45 particle can be more effectively expanded. 

[0022] A volume ratio of the hollow portion of the gas-encapsulated thermoplastic resin particle thus obtained is 
preferably 2 - 40%, more preferably 5 - 35%, especially preferably 10 - 30%, and most preferably 10 - 25%. When the 
volume ratio is too small, the friction force is not sufficiently improved. On the other hand, when the volume ratio is too 
large, it is not preferable that the abrasion resistance is remarkably decreased, and therefore, the practicality tends to 



[0023] As such a thermally expansible thermoplastic resin particle (i.e., expansible particle), Matsumoto Micro- 
sphere F series (Trademark) available from Matsumoto Yushi Seiyaku K.K. and Expancel (Trademark) available from 
Nihon Fillite K.K. are available from the market. 

[0024] The thermoplastic resins constituting the outer shell component of the above-mentioned gas-encapsulated 
55 thermoplastic resin particles are preferably those providing an expansion starting temperature of from 70°C to less than 
120°C and, capable of withstanding the vulcanization of a rubber. Examples of such thermoplastic resins are preferably 
(meth)acrylonltrile polymers, copolymers having a high (meth)acrylonitrile content. Examples of the comonomer of the 
above-mentioned (meth)acrylonitrile copolymers are vinyl halides, vinylidene halldes, styrene monomers, (meth)acr- 
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ylate monomers, vinyl acetate, butadiene, vinyl pyridine, chloroprene. Note that the above-mentioned thermoplastic 
resins may be made crossiinkable with a crossiinking agent such as dh/inylbenzene, ethylene glycol di(meth) aery late, 
methylene glycol di(meth)acrylate, trimethylol propane tri(meth)acrylate, 1,3-butylene glycol di(meth)acrylate, 
allyl(meth)acrylate, triacrylformal, triallylisocyanurate. The crossiinking agent is preferably present in the uncrosslinked 

5 state, but may be partially crosslinked to such an extent that the properties as the thermoplastic resins are not impaired. 
[0025] In many cases, the processing steps prior to the vulcanization of a rubber for a tire usually use a processing 
temperature of 100 - 140°C. In the mixing step, for example, the mixing step of a filler such as carbon black, the dis- 
charging temperature after mixing is about 160°C. Further, in the next step where a crossiinking agent is added, the 
mixture Is discharged at a temperature of about 1 10 - 120°C so as not to start the crossiinking reaction. Accordingly, 

w according to the present invention, when the thermally expansible thermoplastic resin particle Is expanded, the ther- 
mally expansible thermoplastic resin particle is also introduced at the time of introduction of a crossiinking agent where 
a discharge temperature is not extremely increased. The discharge temperature is preferably 100 - 140°C. 
[0026] When the thermally expansible thermoplastic resin particle is introduced into such a mixing step that the 
mixture is discharged at a temperature of 160°C, although the thermally expansible thermoplastic resin particle is 

is expanded during the mixing, the shell of the thermally expansible thermoplastic resin particle becomes too soft and is 
broken. Furthermore, the thermally expansible thermoplastic resin particle can be expanded even in the extruding step. 
The extrusion is usually carried out at a temperature of 1 00 - 1 40°C, and therefore, in the case of the expansion starting 
temperature of less than 120°C, the expansion is sufficiently carried out at the extrusion step. 
[0027] In the present invention, the thermally expansible thermoplastic resin particle having an expansion starting 

20 temperature of from 70°C to less than 1 20°C is used. This is because the particle can be appropriately expanded at the 
processing temperature range of the rubber composition. If the expansion starting temperature is 120°C or more, the 
heating at a temperature higher than the expansion starting temperature should be applied to the particle, there is a 
danger that a scorching is generated under the condition where a crossiinking agent is already compounded, and there- 
fore, the processing becomes impossible. If the expansion starting temperature is less than 70°C, it is not preferable 

25 because the gas-encapsulated thermoplastic resin tend to easily break due to the outer pressure subjected during the 
processing, whereby the expanded particle is not uniformly dispersed in the rubber, although the expansion easily 
occurs during the processing. The thermally expansible thermoplastic resin particle alone can be expanded several to 
several tens times by heating. Furthermore, when a low viscosity substance such as a liquid substance is compounded, 
the thermally expansible thermoplastic resin particle can be relatively easily expanded. However, in order to effectively 

30 expand the thermally expansible thermoplastic resin particle in the material (e.g., a rubber for a tire) where a large 
amount of a hard filler such as carbon black is compounded, we found that it is effective that the particle is previously 
expanded upon heating prior to the vulcanization step where a high pressure is applied. 

[0028] Examples of the liquid or solid substances capable of generating a gas by vaporization, decomposition or 
chemical reaction upon heating, usable in the present invention, are liquid substances such as hydrocarbons such as 
35 n-pentane, isopentane, neopentane, butane, isobutane, hexane, petroleum ether; chlorinated hydrocarbons such as 
methyl chloride, methylene chloride, dichloroethylene, trichloroethane, trichloroethylene, or solid substances such as 
azodicarbonamide, dinitrosopentamethylenetetramine, azobisisobutyronitrile, toluenesulfonylhydrazlde derivatives, 
aromatic succinyl hydrazide derivatives. 

[0029] Examples of diene rubber usable in the rubber composition according to the present invention are natural 
40 rubber (NR), various butadiene rubbers (BR), various styrene-butadiene copolymer rubbers (SBR), polyisoprene rub- 
ber (IR), acrylonitrile butadiene rubbers (NBR), chloroprene rubber (CR), ethylene-propylene-diene copolymer rubbers 
(EPDM), styrene-isoprene copolymer rubbers, styrene-isoprene-butadiene copolymer rubbers, isoprene-butadiene 
copolymer rubbers. These rubbers may be used alone or in any mixture thereof. The diene rubbers, when used as a 
tire tread according to the present invention, are preferably those having a glass transition temperature (Tg) of -55°C or 
45 less on average, more specifically -60°C to -1 00°C on average, in order to Improve the balanced properties of the low 
rolling resistance with the abrasion resistance and the low temperature performances. 

[0030] In the rubber composition for a tread portion of a pneumatic tire according to the present invention, in addi- 
tion to the above rubber and gas-encapsulated thermoplastic resin, a short fiber, a hard particle and/or a liquid polymer 
are optionally compounded. When a short fiber is used, the short fiber should be oriented substantially along with the 

so front surface and the side surface of a block of a tread portion. The short fiber is oriented along with the front surface 
and the side surface of a block of a tread portion 13 in the present invention. The orientation manner of the short fiber 
is shown in Figs. 2 and 3. Fig. 2 is a schematic plan view of a tread portion of an example of a pneumatic tire according 
to the present invention and Fig. 3 is a K-K' cross sectional view thereof. As shown in Figs. 2 and 3, the short fiber 17 
is oriented in the direction EE 1 of a tire circumference along the front surface a and the side surface b of the block 16 of 

55 the tread portion 1 3. 

[0031] In order to obtain such an orientation of the short fiber, the tendency of the fiber is utilized such that the fiber 
having a certain length/diameter ratio tends to align in the flowing direction of a matrix (i.e., rubber) during the extrusion 
molding of the tread portion 13. This tendency causes the flow of the unvulcanized tread rubber along with the mold by 
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the projection portions of the mold when the tire is vulcanized. As a result, the short fiber 17 is oriented along the pro- 
• Jection portions of the mold. Thus, the short fiber 17 is oriented along the front surface a and the side surface b of the 
block 16 of the tread portion 13. However, when the short fiber 17 is too short in the length thereof, the short fiber is 
randomly arranged, and therefore, no orientation of the short fiber 17 does not occur. 

5 [0032] The block 1 6 containing the short fiber 1 7 oriented along with the front surface a and the side surface b as 
mentioned above exhibit the anisotropic elastic modulus, namely the rigidity of the overall block is extremely high, but 
the elastic modulus in the direction at the right angle from the orientation direction (i.e., the elastic modulus in the inside 
direction from the surface) is not so high. Due to the generation of this anisotropic elastic modulus, the rigidity of the 
block composed of the soft base rubber having a high cohesive effect can be reinforced, and therefore, the block edge 

10 effects and the rubber cohesive effects can be compatible together at the maximum degree, the tire performances not 
only on the ice and snow road but also on the general road can be improved. For this reason, in the present invention, 
the short fiber 1 7 is preferably oriented such that the dynamic Young's modulus E 1 in the circumference direction of the 
block and the dynamic Young's modulus E 2 in the radial direction of the block satisfy the following equations (1 ) and (2): 

15 1.03^E 1 /E 2 (1) 



[0033] The above-mentioned short fiber preferably has an average diameter of 0.1 \im or more, more preferably 0.1 
20 to 50 u.m and an average length of 1 00 - 5000 urn, more preferably 1 00 - 2000 um The preferable ratio of the lengthAhe 
diameter is 10 - 1000, more preferably 100 - 1000. Examples of the short fibers usable in the present invention are 
those natural fibers such as cotton and silk, chemical fibers such as cellulose fibers, polyamide fibers such as nylon fib- 
ers, polyester fibers, polyvinyl alcohol fibers such as vinylon, inorganic fibers such as carbon fibers. Preferably, the short 
fiber of cellulose such as rayon is used. Metallic short fibers such as steel short fiber, copper short fiber may also be 
25 used. Furthermore, to increase the dispersibility in the rubber, surface-treated short fibers or fibers in the form of a mas- 
terbatch previously dispersed in SBR, NR, etc. may be preferably used. 

[0034] The gas-encapsulated thermoplastic resin contained in the rubber composition for a tread portion of a pneu- 
matic tire according to the present invention is contained in an amount of preferably 1 - 20 parts by weight, more pref- 
erably 2-15 parts by weight, based upon 100 parts by weight of the diene rubber. Further, the short fiber is contained 
30 preferably in an amount of 1 - 20 parts by weight, more preferably 1-10 parts by weight, based upon 100 parts by 
weight of the diene rubber. 

[0035] The hard particles used in the present invention are intended to be formulated into the rubber composition 
to thereby obtain the scratch effect against the ice surface. For this reason, the hard particles preferably have a hard- 
ness of higher than ice (i.e., a Vickers hardness Hv = 30) but lower than asphalt (i.e., Hv = 1 000), i.e., a Vickers hard- 
35 ness of 35 to 1000, and a preferable average particle size of 20 to 500 u.m. When the particle size of the hard particle 
is less than 20 urn, the scratch effect against the ice is not sufficient, whereas when the particle size is more than 500 
jim, the actual contact area with the ice surface becomes too small, and therefore, it is not preferable that the friction 
force on the ice tends to be small. 

[0036] The materials usable, as the above-mentioned hard particles, in the present inventions are those having the 
40 above-mentioned hardness range. Among these, carbonaceous powder particles such as wood ceramics particles, 
activated carbon particles; hard synthetic resin particles such as those of nylon resins, polyethylene resins, phenol res- 
ins; metal particles of, for example, aluminum, copper, and iron; mineral powders such as those of calcite and fluorite; 
rice bran ceramics; and the mixtures thereof, etc. These particles may also be used in any mixture thereof. 
[0037] According to the present invention, 1 to 20 parts by weight, more preferably 1 to 1 0 parts by weight, of a hard 
45 particle, based upon 1 00 parts by weight of the rubber, is formulated into the rubber composition for a tire tread. When 
the compounding amount is outside of these ranges, the desired functioning effects cannot be sufficiently obtain in each 
case. 

[0038] The liquid polymer (i.e., softening agent) compounded in the rubber composition for a tire tread according to 
the present invention is a liquid polymer, preferably liquid polybutadiene, liquid polyisoprene, having a weight-average 

so molecular weight of 6,000 to 1 00,000, preferably 8,000 to 80,000 and a Tg of -50°C or less, preferably -1 20°C to -55°C. 
[0039] The gas-encapsulated thermoplastic resin compounded rubber form the irregularity on the surface of a 
tread, whereby the water film is effectively removed. Further, since the gas-encapsulated thermoplastic resin having 
elasticity is compounded, the hardness of the rubber is not increased, the softness or flexibility of the rubber is main- 
tained and the high friction force on ice is provided. However, according to the present invention, the hardness of the 

55 rubber is increased with the elapse time. The main reasons thereof are due to the migration of the softening agent into 
the Inside of a tire or the diffusion thereof into the atmosphere. Thus, the above change with the elapse of time can be 
suppressed by the compounding of the liquid polymer having low migration and diffusion. 

[0040] The rubber composition for a tire tread according to the present Invention contains, as a reinforcing agent 
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conventionally compounded into the rubber composition, carbon black and/or silica formulated therein. The carbon 
blacks used for the rubber composition according to the present invention are preferably those having a nitrogen spe- 
cific surface area (N 2 SA) of at least 70 m 2 /g, more preferably 80 to 200 m 2 /g, and a DBP oil absorption of at least 105 
ml/100 g, more preferably 1 10 to 150 ml/100 g. When the values of N 2 SA and DBP oil absorption are too small, the 

5 tensile strength and modulus of the rubber composition unpreferably tend to decrease. Contrary to this, when the N 2 SA 
is too large, the heat generation unpreferably tends to increase. The carbon black having a too large DPB oil absorption 
is difficult to produce. In the case of the silica, precipitated silica (hydrous silica), pyrogenic silica (anhydrous silica) and 
surface-treated silica may be used. Among these types of silica, precipitated silica Is preferably used. The amount of 
these reinforcing agents to be formulated are preferably, based upon 100 parts by weight of the rubber in the rubber 

w composition, 20 to 80 parts by weight, preferably 30 - 70 parts by weight, of carbon black and 0-50 parts by weight, 
preferably 10-30 parts by weight, of silica. Silica is not necessary to use in the rubber composition according to the 
present invention. When the silica is used in the rubber composition, it is preferable to use in such an amount that the 
balance of tan8 (0°C) and tan8 (60°C) is improved.. When the amount of silica is too large, the electric conductivity 
tends to decrease and the cohesive force of the reinforcing agent tends to become strong, whereby the dispersibility 

75 during the mixing tends to be insufficient. 

[0041] The rubber composition for a tire tread according to the present invention may optionally contain any com- 
pounding agents normally used in the rubber industry, for example, vulcanization or crosslinking agent, various oils, an 
antioxidant, a vulcanization or vulcanization accelerator, a filler, a plasticizer, a softening agent. The amounts of these 
compounding agents may be any conventional amount unless the objects of the present invention are impaired. 

20 [0042] The mixing and the premolding of the thermally expansible thermoplastic resin particles in the rubber com- 
position for a tire tread according to the present invention are carried out at a temperature of the expansion starting tem- 
perature or more, preferably a temperature of more than, by 0 - 20°C, more preferably by 5 - 15°C, of the expansion 
starting temperature. When the temperature is larger than the above ranges, the expanded particles tend to be col- 
lapsed due to a large shearing force during the processing. The vulcanization molding temperature Is preferably carried 

25 out at a temperature of ±20°C of the maximum expansion temperature T^* of the thermally expansible resin particles, 
so that the optimum physical properties of the rubber material can be exhibited. 

[0043] As a result of the above production method, the rubber molded product having a structure such that the gas- 
encapsulated thermoplastic resin particles in the form of a spherical shell having an average particle size of 30 - 150 
ujti is uniformly and three-dimensionally dispersed in the matrix of the vulcanized rubber can be obtained. When the 

30 rubber composition for a tire tread having the structure obtained above is used as a pneumatic tire, the gas-encapsu- 
lated thermoplastic resin particles appear on the top of the tread surface as the tread portion is worn due to the above- 
mentioned structure. Thus, a large number of the projected portions are formed on the surface of the tread portion. At 
the same time, a large number of the graved portions are also formed due to the removal of the particles from the tread 
surface. Thus, the water-film on the ice is effectively removed therefrom, whereby the actual contactness is improved 

35 and the friction performance on the ice is improved. Furthermore, since the elastic gas-encapsulated resin is com- 
pounded, the flexibility of the tire tread can be maintained, without increasing the hardness of the tire rubber. 



40 [0044] The present invention will now be further illustrated by, but is by no means limited to, the following Examples. 
Examples 1 - 2 and Comparative Examples 1 - 6 
Preparation of Samples 



[0045] The compounding components such as the rubber, and carbon black, except for the vulcanization agent, 
sulfur and thermally expansible resin particle, shown in Table I were mixed at a temperature of 160°C for 5 minutes 
using a 16 liter closed type Banbury mixer to obtain a masterbatch. After this masterbatch was cooled to a room tem- 
perature, the masterbatch thus obtained and the remaining compounding agents were mixed at a 16 titer closed type 
so Banbury mixer and the resultant rubber composition was dumped from the Banbury mixer when the temperature of the 
rubber composition reached 1 30°C. 

[0046] On the other hand, after the rubber composition was cooled to a room temperature, the rubber composition 
was vulcanized at 180°C for 10 minutes in the form of a sheet having a thickness of 5 mm. The specific gravity of the 
resultant vulcanized sheet was determined and the vulcanized sheet was sliced to the thickness of 2 mm and the fric- 
55 tion coefficient was determined by carrying out a friction test on ice with respect to the sliced surface. The results of the 
specific gravity and the friction test on ice are shown in Table I. 
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1) Specific Gravity of Vulcanized Rubber (Index) 

[0047] The weight of the vulcanized rubber sample and the weight thereof in water were measured and the specific 
gravity of the vulcanized rubber was determined therefrom. The results are Indicated Indexed to the specific gravity of 
5 Comparative Example 1 as 1 00. The smaller the value, the lower the specific gravity. 

2) Friction Test on Ice (ICE-n) (Index) 

[0048] The friction test on ice was carried out by forcing the rubber test piece under a constant load onto the surface 
io of ice set in a constant-temperature room under a temperature control and the resistance (i.e., the friction force) when 
slided at a constant speed. The friction test on ice in Examples and Comparative Examples is carried out under the con- 
ditions of a temperature of -3°C, a sliding speed of 25 km/h and a contact pressure of 3 kg/cm 2 . The results are indi- 
cated indexed to the value before aging of Comparative Example 1 as 100. The larger the value, the higher the friction 
coefficient. 
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FoQtnotQofTQb|e| 
[0049] 

5 * 1 : Natural Rubber TTR20 

*2: NIPOL 1220 (Polybutadiene rubber manufactured by Nippon Zeon) 

# 3. SHOBLACK N220 (Showa Cabot) 

*4: Polyoil 1 30 (Liquid polybutadiene manufactured by Nippon Zeon, Average molecular weight 1 6000, Tg: -82°C) 

*5: SANTOFLEX 6PPD (FLEXSIS Co.) 

w *6: Noccelar NS-F (Ouchi Shinko Kagaku) 

*7: Microsphere manufactured by Matsumoto Yushi Seiyaku (Expansion starting temp: 130 - 135°C) 

*8: Microsphere manufactured by Matsumoto Yushi Seiyaku (Expansion starting temp: 105 - 110°C) 

*9: Microsphere manufactured by Matsumoto Yushi Seiyaku (Expanded grade) 

75 Examples 3 - 8 and Comparative Examples 7- 8 

Preparation pf Samples 

[0050] The compounding components such as rubber, carbon black, etc., except for the vulcanization accelerator, 
20 sulfur and the hollow polymer, shown in Table II were mixed at 1 60°C for 5 minutes using a 1 6 liter closed type Banbury 
mixer to obtain a masterbatch. After the masterbatch was cooled to a room temperature, the masterbatch and the 
remaining compounding agents were mixed in a 16 liter closed type Banbury mixer and the resultant rubber composi- 
tion was dumped from the Banbury mixer when the temperature of the rubber reached 130°C. 
[0051] The results of ICE-u. (friction test on ice) of the resultant rubber composition and the aged ICE-u. after aging 
25 in an oven at 80°C for 96 hours are shown in Table II. 
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Table II 



5 



25 





Comp. Ex. 7 


Comp. Ex. 8 


Ex.3 


Ex.4 


Ex.5 


Ex.6 


Ex.7 


Ex. 8 


Compounding (wt part) 


















NR* 1 


60 


60 


60 


60 


60 


60 


60 


60 


BR* 1 


40 


40 


40 


40 


40 


40 


40 


40 


CB* 1 


50 


50 


50 


50 


50 


50 


50 


50 


Liquid polymer* 1 


- 


15 


15 


15 


15 


15 






Aromatic oil 


15 


15 


15 


15 


15 


15 


15 


15 


Zinc oxide 


5 


5 


5 


5 


5 


5 


5 


5 


Stearic acid 


1 


1 


1 


1 


1 


1 


1 


1 


Antioxidant* 1 


3 


3 


3 


3 


3 


3 


3 


3 


Wax 


1 




1 


1 


1 


1 


1 


1 


Sulfur 


1.3 


1.3 


1.3 


1.3 


1.3 


1.3 


1.3 


1.3 


Vulcanization accelerator* 1 


1.5 


1.5 


1.5 


1.5 


1.5 


1.5 


1.5 


1.5 


Matsumoto microsphere-* 2 






5 


5 


5 




5 


5 


UBSHP-HA1060* 3 








3 




1.5 




1.5 


RB Ceramics* 4 










3 


1.5 




1.5 


Evaluation of Physical Prop- 
erty 


















Index of friction coefficient 
index (Before heat aging) 


98 


100 


120 


123 


125 


128 


117 


123 


Index of friction coefficient 
index (After heat aging) 


90 


98 


117 


120 


121 


123 


108 


110 



35 

Footnote of Table j] 
[0052] 

40 *1 : See footnote of Table I 

*2: Matsumoto Yushi Seiyaku (Expansion starting temp.: 1 05 - 1 1 0°C, Discharged at the expansion starting temp. 

or more during the mixing) 
*3: Short fiber manufactured by Ube Kosan 

*4: Hard porous carbonaceous particle manufactured by Sanwa Yushi, Hv: about 400, Average particle size: 100 - 
45 150 nm 

Industrial Applicability 

[0053] According to the present invention, when the hollow polymer compounded in the rubber is expanded at the 
50 expansion starting temperature or more, prior to the vulcanization step, the larger expansion can be obtained when 
compared with the case where the expansion is carried out during the vulcanization, the specific gravity of the vulcan- 
ized rubber is further decreased, whereby the weight can be further lightened. 

[0054] Furthermore, when the hollow polymer is compounded into a tread rubber for a stadless tire, larger recess 
can be formed on the surface of a tread and therefore, the friction force on ice is further remarkably improved. Still fur- 
55 thermore, when the short fiber is compounded, the block stiffiness is improved and the contactness to the road of the 
tread block is improved. When the hard particle is compounded, the convex portion of the tread surface generated 
exhibits the spike effect and the recess portion exhibits the effect for removing the water-film on ice. When the liquid 
polymer is compounded, the increase in the hardness of the rubber with the elapse of time can be suppressed and the 
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flexibility of the rubber can be maintained. Explanation of Numeral Reference in Drawings 

1 0 Tread Surface 

1 1 Bead Portion 
5 12 Sidewail 

13 Tread Portion 

14 Carcass Layer 

15 Belt Layer 

16 Block 

w 17 Short Fiber 

Claims 

1 . A rubber composition for a tire tread comprising: 

15 

100 parts by weight of a diene rubber; 

30 - 90 parts by weight of at least one reinforcing filler selected from the group consisting of carbon blacks and 
silicas; and 

a gas-encapsulated thermoplastic resin particle having an average particle size of 30 - 150 urn obtained by 
20 expanding 1 - 20 parts by weight of a thermally expansible thermoplastic resin particle containing therein a liq- 

uid or solid substance capable of generating a gas by vaporization, decomposition or chemical reaction upon 
heating, upon heating at a temperature of an expansion starting temperature thereof or more, followed by vul- 
canization, said thermally expansible thermoplastic resin particle comprising a thermoplastic resin having an 
expansion starting temperature of from 70°C to less than 120°C and having a heat resistance to withstand the 
25 vulcanization of a rubber 

2. The rubber composition for a tire tread as claimed in claim 1 , wherein a volume ratio of the hollow portion of the 
gas-encapsulated thermoplastic resin hollow particle is 2 - 40%. 

30 3. The rubber composition for a tire tread as claimed in claim 1 or 2, wherein the diene rubber has an average glass 
transition temperature (Tg) of -55°C or less. 

4. The rubber composition for tire tread as claimed in claim 1 , 2, or 3, wherein said carbon black has a nitrogen 
adsorption specific surface area (N 2 SA) of 70 m 2 /g or more and a DBP oil absorption of 1 05 ml/1 00 g or more. 

35 

5. The rubber composition for tire tread as claimed in any one of claims 1 - 4, wherein said thermoplastic resin is an 
acrylonitrile-based copolymer. 

6. A pneumatic tire comprising, as a rubber composition for a tire tread portion, the rubber composition according to 
ao any one of claims 1 - 5. 

7. The rubber composition for a tire tread as claimed in claim 1 , further comprising 1 to 20 parts by weight of at least 
one member selected from the group consisting of a short fiber and a hard particle having a Vickers hardness of 
35 - 1000 and an average particle size of 20 to 500 urn. 

45 

8. The rubber composition for a tire as claimed in claim 7, wherein said short fiber has an average diameter of 0.1 jim 
or more and an average length of 1 00 - 5000 urn. 

9. A pneumatic tire, wherein a tread portion thereof is composed of a rubber composition for a tire tread portion 
so according to claim 7 or 8 and said short fiber is oriented along with the front surface and the side surface of a block 

of the tread portion, and/or said hard particle is three-dimentionally uniformly dispersed In the tread portion. 

10. A process for producing a rubber composition for a tire tread comprising: 

55 after, or while, uniformly mixing a diene rubber with a thermally expansible thermoplastic resin particle having 

an expansion starting temperature of from 70°C to less than 120°C and having a heat resistance to withstand 
the vulcanization of a rubber and containing an encapsulated liquid or solid substance capable of generating 
a gas by evaporation, decomposition or chemical reaction upon heating, followed by heating at a temperature 



12 



EP001052270 [http://www.qetthepatent.com Page 13 of 17 



L^ pmfink99/F^ 



EP 1 052 270 A1 

of the expansion starting temperature of the thermally expansible particle or more to expand the particle, and 
vulcanizing the expanded particle to uniformly disperse the gas-encapsulated thermoplastic resin particle hav- 
ing an average particle size of 30-150 urn in the rubber. 

5 11. The process for producing a rubber composition for a tire tread as claimed In claim 1 0, further compounding at least 
one member selected from the group consisting of a short fiber and a hard particle having a vlckers hardness of 
35 - 1 000 and an average particle size of 20 to 500 urn in the rubber. 

12. A rubber composition for a tire tread comprising: 

TO 

100 parts by weight of a diene rubber; 

30 - 90 parts by weight of at least one reinforcing filler selected from the group consisting of carbon blacks and 
silicas; 

a gas-encapsulated thermoplastic resin particle obtained by expanding 1 - 20 parts by weight of a thermally 
15 expansible thermoplastic resin particle containing therein a liquid or solid substance capable of generating a 

gas by vaporization, decomposition or chemical reaction upon heating, upon heating at a temperature of an 
expansion starting temperature thereof or more, followed by vulcanization, said thermally expansible thermo- 
plastic resin particle comprising a thermoplastic resin having an expansion starting temperature of from 70°C 
to less than 120°C and having a heat resistance to withstand the vulcanization of a rubber; and 
20 5-55 parts by weight of a liquid polymer having a weight-average molecular weight of 6,000 - 100,000 and a 

glass transition temperature (Tg) of -50°C or less. 

13. The rubber composition for a tire tread as claimed in claim 12, wherein a volume ratio of the hollow portion of the 
gas-encapsulated thermoplastic resin hollow particle is 2 - 40%. 

25 

14. The rubber.composition for a tire tread as claimed In claim 12 or 13, wherein the diene rubber has an average glass 
transition temperature (Tg) of -55°C or less. 

15. The rubber composition for tire tread as claimed in any one of claims 12-14, wherein said carbon black has a nitro- 
30 gen adsorption specific surface area (N 2 SA) of 70 m 2 /g or more and a DBP oil absorption of 1 05 ml/1 00 g or more 

and wherein 0 - 50 parts by weight, 1 00 parts by weight of the diene rubber, of a precipitated silica is further con- 
tained. 

16. A pneumatic tire using, as a rubber composition for a tire tread portion, the rubber composition according to any 
35 one of claims 12 - 15. 
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Fig. 2 
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